Materials and Methods
Materials. Solvents for spectroscopic, photophysical and photolysis measurements were of spectroscopic grade, all the other reagents were of reagent grade quality, and used as received.
NMR.
1 H spectra were recorded at 400 MHz on a Bruker Avance 400 QNP and at 500 MHz on a Bruker Avance 500. All spectra were run at room temperature (298 K) in pyridine-d 5 , acetonitriled 3 , dichloromethane-d 2 and chloroform-d 1 . Proton peak positions were referenced to the peak of residual non deuterated solvent.
X-Ray crystallography.
Single crystal data of the complex 1 were collected on a Nonius Kappa CCD diffractometer using graphite monochromated Mo Kα radiation (λ=0.7107Ǻ) at 295 K. Data sets were integrated with the Denzo SMN package [S1] and corrected for Lorentz-polarization and absorption effects. [S2] The structure was solved by direct methods (SIR97) [S3] and refined by fullmatrix least-squares methods with all non-hydrogen atoms anisotropic and hydrogens included on calculated positions, riding on their carrier atoms. The Cl atoms of the disordered molecule of CHCl 3 were refined over two sites. To increase stability of refinement, a system of restraints to the CHCl 3 geometry was employed.
Because of the presence of an ill-defined region of residual density, the refinement was far from satisfactory. For this reason the program SQUEEZE was used to cancel out the effects of the disordered solvent. SQUEEZE is part of the PLATON program system [S4] and attempts to remove mathematically the effects of disordered solvent.
All calculations were performed using SHELXL-97 [S5] implemented in the WINGX system of programs [S6] . Electrochemical Measurements. Cyclic Voltammetry (CV) measurements were carried out with a PC-interfaced Eco Chemie Autolab/Pgstat 30 Potentiostat. Argon-purged 10 -4 M sample solutions in THF, containing 0.1 M (TBA)PF 6 (Fluka, electrochemical grade, 99%; dried in an S4 oven), were used. A conventional three-electrode cell assembly was adopted: a saturated calomel electrode (SCE Amel) and a platinum electrode, both separated from the test solution by a frit, were used as reference and counter electrodes, respectively; a glassy carbon electrode was used as the working electrode.
Steady-state Absorption/Emission Measurements. UV-Vis absorption spectra were recorded on a Jasco V-570 UV/Vis/NIR spectrophotometer. Emission spectra were taken on a Horiba-Jobin Yvon Fluoromax-2 spectrofluorimeter, equipped with a Hamamatsu R3896 tube.
Time-Correlated Single Photon Counting (TCSPC).
Fluorescence lifetimes were measured using a TCSPC apparatus (PicoQuant Picoharp 300) equipped with subnanosecond LED sources (280, 380, 460 , and 600 nm, 500-700 ps pulsewidth) powered by a PicoQuant PDL 800-B variable (2.5-40 MHz) pulsed power supply. The decays were analyzed by means of PicoQuant FluoFit Global Fluorescence Decay Analysis Software.
Ultrafast Spectroscopy (UFS).
Femtosecond time-resolved experiments were performed using a pump-probe setup based on the Spectra-Physics Hurricane Ti:sapphire laser source and the Ultrafast Systems Helios spectrometer. [S7] The 530 and 550-nm pump pulses were generated with a Spectra Physics 800 OPA. Probe pulses were obtained by continuum generation on a sapphire plate aluminum(III). [S9] 300 mg (2.82 mmol) of 5-(4'-pyridyl)-10,15,20-(3,5-di-tert-butyl)-triphenylporphyrin were dissolved in 100 ml of dry toluene and 0.2 ml of trimethylaluminium (2.0 M in toluene, 5.6 mmol) were added under N 2 atmosphere. The solution was stirred at room T, under N 2 atmosphere, for 4 hr, at which time 5 ml of H 2 O were added and stirring was continued overnight. The toluene was removed and the violet solid thus formed was redissolved in CH 2 Cl 2 .
The solution was filtered dried over Na 2 SO 4 and passed over a column of alumina to give 265 mg of product (85%). 
Chloro(acquo)bis(dimethylglyoximate) cobalt(III).
Co(dmgH) 2 Cl(H 2 O) was synthesized according to literature procedures. [S10] 1.10 g of CoCl 2 .6H 2 O (5 mmol) and 1.18 g of dmgH 2
(dimethylglioxime, 11 mmol) were dissolved in 50 ml of 95% ethanol, and heated at 70°C. 5 ml of S6 a 1 M NaOH solution (5 mmol) were then added to the whole mixture and the solution was stirred for 1 hr at 70°C. After cooling at room temperature, a stream of air was blown through the solution for 30 min. The solution was filtered to remove side-reaction products and concentrated under vacuum to allow precipitation. The so obtained brown solid was collected by filtration on a Büchner funnel and washed with 5 ml water and then with 10 ml diethyl ether. The solid was then dried at room temperature to yield 590 mg of product (35%). 
Chloro(4-ethylpyridine)bis(dimethylglyoximate) cobalt(III).
Co(dmgH) 2 Cl(EtPy) was synthesized according to literature procedures. [S10] Electronic
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